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(57) ABSTRACT

A process and apparatus for supplymng a soluble metal
compound to an electrolyte solution uses a powder wetting
device 1n a loop from a working tank. The powder wetting
machine supplies the powdered metal compound directly
into the electrolyte solution which rapidly dissolves to
replenish the electrolyte compound during the treating pro-
cess. The process and apparatus are particularly suitable for
replenishing the metal salts consumed during an electroplat-
INg Process.

14 Claims, 3 Drawing Sheets
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PROCLESS FOR PREPARING AND
REPLENISHING AN ELECTROLYTE IN AN
ELECTROLYTE BATH

This application 1s a divisional application of Ser. No.
09/335,895, filed Jun. 18, 1999, now U.S. Pat. No. 6,231,
729.

FIELD OF THE INVENTION

The present mvention 1s directed to a process and appa-
ratus for preparing an electrolyte bath and for replenishing
an electrolyte 1n an electrochemical bath. More particularly,
the mvention 1s directed to a process for feeding a metal salt
into an electrolyte solution that has been depleted of an
clectrolyte during an electrochemical process to replenish
the solution with the electrolyte.

BACKGROUND OF THE INVENTION

In recent years, there has been an increase 1n demand for
corrosion resistant steel and processes of treating steel to
impart corrosion resistance. High speed electroplating meth-
ods typically use high current densities. This type of elec-
troplating method requires a rapid system for supplying the
consumed electrolyte. Generally, this method uses an
insoluble electrode and feeds the electrolyte into the bath in
a soluble form.

An acid, such as sulfuric acid, 1s often used 1n electro-
plating zinc baths. The zinc 1s usually supplied as zinc oxide
that 1s dissolved or dispersed in water and then dissolved in
the sulfuric acid. Metallic zinc can be added to the acid bath
which will dissolve 1n the sulfuric acid. Zinc in metal form
1s generally less preferred since the metallic zinc dissolves
slowly 1 sulfuric acid and 1s not suitable for high production
plating devices.

Conventional electroplating plants usually include a mix-
ing tank, separate from the treating bath, for dissolving the
metal source 1n the plating bath. The mixing tanks typically
include an agitator and a steam connection for dissolving the
metal source. The metal source 1s usually added 1n the form
of a metal salt. The metal salts are dissolved 1n hot water and
then transferred to the tank for the treating bath. Some metal
compounds, such as zinc oxide, cannot be added directly to
the acid bath and must first be dissolved 1n hot water.

The metal salts and metal compounds are often toxic and
product large quantities of dust when added to the mixing,
tank. The metal salts are usually supplied 1n containers such
as barrels or bags which expose the workers to large
amounts of toxic dust, thereby increasing the health risks to
the workers.

Modern electroplating plants using insoluble anodes
require continuous resupplying of the metals being depos-
ited on the substrate. The metals must be supplied to the
plating bath either by dissolving the metal directly or by the
addition of galvanic salts. In a stmilar manner, conducting
salts also must be added continuously to the electrolyte bath
to 1ncrease the conductivity of the electrolyte bath and
reduce the electrical power consumption. The conducting
salts are continuously depleted during the plating process
with the primary plating metal and must be replenished.

High output plants typically use a silo and an automatic
welghing device to supply the salts to the bath. The plants
also mclude a dosing device to feed the salts to the dissolv-
ing tank. The tanks require expensive dust recovery devices
to prevent the escape of dust particles to the atmosphere. The
handling of the toxic dust particles complicates the opera-
tions and operating costs.
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The prior large scale plants and the feeding and mixing
arrangements form lumps 1n electrolyte bath when the salts
are added. The agitating devices 1n the mixing tanks are not
always able to prevent the formation of lumps 1n the bath.

Accordingly, there 1s a continuing need 1n the industry for
improved systems for electrochemical treatment plants.

SUMMARY OF THE INVENTION

The present invention 1s directed to a process and appa-
ratus for preparing an electrolyte solution and replenishing
an electrolyte 1 an electrochemical treatment bath. More
particularly, the invention 1s directed to a process and
apparatus for supplying a metal salt to an electroplating bath.

Accordingly, a primary object of the invention 1s to
provide a method and apparatus for feeding a metal salt to
an electrolyte bath to replace the metal 1on and other salts
consumed 1n an electroplating process.

A further object of the mvention 1s to provide a process
and apparatus for adding electrolyte salts and/or chemaicals
to the electrolyte bath by the vacuum generated 1n a powder
wetting machine.

Another object of the 1nvention 1s to provide a process and
apparatus for adding electrolyte salts and/or chemicals to an
clectrolyte bath from one or more tanks, silos or containers
via one or more welghing devices to calculate the precise
amount of galvanic salts and/or chemicals required to be
added, where the calculated amount corresponds to the
amount of electrolyte consumed 1n an electrochemical treat-
ment process.

A further object of the mvention 1s to provide a process
and apparatus for adding the galvanic salts and/or chemaicals
continuously to an electrolyte bath. The galvanic salts and/or
chemicals can also be added periodically in cycles according
to the rate of consumption of the metal 1ons from the
clectrolyte solution.

Another object of the 1nvention 1s to provide a process and
apparatus having a reaction tank downstream of a powder
wetting machine to provide a reaction time between 1 and 60
minutes, preferably between 1 and 10 mainutes, prior to
supplying to a reaction tank to replenish an electrolyte bath
with a galvanic sallt.

A Turther object of the invention 1s to provide a pump for
directing an electrolytic liquid to a powder wetting machine.

Still another object of the invention 1s to provide a process
and apparatus using a pump lfor directing an electrolytic
liquid back to an electrolytic tank from a reaction tank.

Another object of the invention 1s to provide a process and
apparatus for determining electrolyte consumption from an
clectrolyte bath by obtaining pH measurements, turbidity
measurements, photometric or conductivity measurements
or of an analysis of the dissolved 1ons by means of X-ray
fluorescence of an electrolyte bath, and regulating the 1nput
feed of galvanic salts and/or chemicals to a powder wetting
machine for replenishing the bath with an electrolyte.

A further object of the mvention 1s to provide a method
and apparatus for replenishing the consumed galvanic salts
and/or chemicals 1 proportion to the surface areca of a
substrate being treated with an electrolyte bath. The galvanic
salts and/or chemicals consumed can also be replenished in
proportion to the depositing electric current 1in an electro-
plating plant.

The objects of the invention are basically obtained by
providing a process of supplying a soluble metal compound
to an electrolyte solution comprising providing an electro-
lyte solution and directing the electrolyte solution through a
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powder wetting device and producing a vacuum 1in the
powder wetting device, and supplying a soluble metal com-
pound to the vacuum to draw the soluble metal compound
into the device and dispersing the soluble metal compound
in the electrolyte solution passing through the powder wet-
ting device.

The objects of the mvention are further attained by
providing a process for electrochemically treating a metal
substrate comprising the steps of: supplying an electrolyte
solution to an electrolytic tank, contacting a metal substrate
with the electrolyte solution 1n the electrolytic tank, apply-
ing an electric current through the electrolyte solution to
treat the metal substrate, continuously directing the electro-
lyte solution from the electrolytic tank to a powder wetting
device and producing a vacuum zone 1n the powder wetting
device, supplying a soluble metal compound to the vacuum
zone 1n the powder wetting device and drawing the metal
compound 1nto the powder wetting device and dispersing the
compound 1n the electrolyte solution, and returning the
clectrolyte solution to the electrolytic tank.

The objects of the invention are further attained by
providing an apparatus for treating a metal substrate with an
clectrolyte solution. The apparatus comprises a treating tank
for containing an electrolyte solution and for treating the
metal substrate, a powder wetting device connected to the
treating tank for receiving the electrolyte solution and form-
ing a vacuum zone in the powder wetting device, a conduit
for directing the electrolyte solution from the powder wet-
fing machine to the treating tank, and a supply for supplying
a soluble metal compound to the vacuum zone 1n the powder
wetting machine for dispersing the metal compound 1n the
clectrolyte solution.

The objects, advantages and other salient features of the
invention will become apparent to one skilled 1n the art as
described in the following detailed description of the inven-
fion and the annexed drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

The following 1s a brief description of the drawings which
form a part of this original disclosure 1n which:

FIG. 1 1s a schematic diagram of a plant having a mixing,
tank for supplying a zinc electrolyte to an electrolyte bath;

FIG. 2 1s a schematic diagram of a plant for electroplating
a zinc-nickel coating on a continuous strip of material and

having a mixing tank for resupplying the electrolytes to the
bath;

FIG. 3 1s a schematic diagram of a zinc electroplating
plant having a mixing tank for supplying zinc electrolyte to

the bath;

FIG. 4 1s a schematic diagram of a zinc electroplating,
plant 1n a first embodiment of the invention;

FIG. § 1s a schematic diagram of a zinc-nickel electro-
plating plant in a further embodiment of the invention; and

FIG. 6 1s a side view 1n partial cross-section showing the
powder wetting device 1n one embodiment of the invention.

DETAILED DESCRIPTION OF THE
INVENTION

The present invention 1s directed to a process and appa-
ratus for supplying a soluble metal compound or galvanic
salt to an electrolyte solution. More particularly, the inven-
fion 1s directed to a process and apparatus for producing an
clectrolyte solution and replenishing the electrolyte in the
solution for use in an electrochemical processing tank. As
used herein, the term electrochemical process refers to
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processes using an electrolyte solution to treat a material,
typically a metal substrate. In the preferred embodiments
disclosed herein, the electrochemical process 1s an electro-
plating process for coating steel with zinc or zinc alloys as
known 1n the art.

The process and apparatus of the invention are suitable for
feeding a powdered material and particularly a powdered
clectrolyte compound, such as a salt, directly into an elec-
trolyte bath. The powdered electrolyte 1s drawn by a suction
or vacuum created by a powder wetting device which directs
the powdered electrolyte directly mto a moving stream of
the electrolyte solution so that the powder i1s uniformly
dispersed 1n the moving solution. The particle size of the
powdered material 1s sufliciently small to be drawn by the
vacuum created by the powder wetting device into the
solution and to be easily dispersed and dissolved in the
solution without settling to the bottom of the tank.
Generally, the particle size of the powdered material 1s about
100 microns or less, and preferably about 50 microns or less.

The process and apparatus are primarily directed to sup-
plying an electrolyte to an electroplating bath. In further
embodiments, the process and apparatus can be used for
feeding other solid particulate materials into a solution
where the particulate material 1s soluble. The solution can
be, for example, a pickling solution for treating steel or
stainless steel. In preferred embodiments, the particulate
material 1s a soluble metal compound capable of dissociating
in solution. Examples of suitable metal compounds include
oxides, hydroxides, carbonates, and other salts.

The process and apparatus of the invention are primarily
used for producing an electrolyte solution for electroplating
a metal substrate 1n an electroplating apparatus. In preferred
embodiments of the invention, the electrolyte solution con-
tains zinc ibns (Zn”") in a suitable form for electroplating a
steel substrate as known 1n the art. In further embodiments,
the electrolyte solution contains a combination of zinc 10ns
and nickel 1ons to form a zinc/nickel coating on a steel
substrate.

The process and apparatus of the invention are suitable for
supplying most galvanic salts and electrolytes 1n a solid
particulate form directly into an electrolyte solution. The
clectrolyte solution can be an acidic or alkaline solution with
a pH of about 0-14. Acid electrolyte solutions generally
have a pH of about 1.0-2.0. Alkaline electrolyte solutions
have a pH of at least 9.5, and generally a pH higher than 9.5.

The electroplating apparatus for producing a galvanized
zinc coating on a steel substrate 1s a standard apparatus as
known 1n the art. One example of a suitable electroplating
apparatus 1s generally disclosed 1n U.S. Pat. No. 4,367,125
which 1s hereby incorporated by reference. Galvanizing zinc
clectrolyte solutions contain a high concentration of sulfuric
acid to maintain a pH of about 2.0 to about 2.5 and Zn**
ions. Typically, the galvanizing process uses insoluble elec-
trodes that require a pH of 2.5 or less for effective zinc
deposition. The metal substrate, which 1s typically a con-
tinuous strip of steel, 1s passed through the electrolyte bath
and a direct electrical current 1s applied to the bath to coat
the zinc on the steel strip. The steel strip 1s coupled to a DC
power source to enable the steel strip to act as a cathode. The
zinc 10ns are reduced at the cathode to form the zinc coating
on the steel. The anode 1n the electrolyte solution produces
hydrogen 1ons from the water to decrease the pH of the
sulfuric acid plating solution.

As the electroplating process continues, the zinc 10ons 1n
the electrolyte solution are depleted along with other elec-
trolytes which must be replaced to enable the process to
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continue efficiently. Zinc oxide 1s typically added to the
sulfuric acid plating solution as a source of Zn**. The zinc
oxide reacts with the hydrogen ions 1n the sulfuric acid
plating solution to produce zinc 1ons. This reaction con-
sumes the hydrogen 1ons 1n the plating solution so that the
pH increases. The sulfuric acid plating solution, which 1s
replenished with the zinc 10ns, 1s then returned to the plating

bath for plating the steel sheet. Preferably, the pH 1s less than
about 2.5.

Referring to FIG. 1, a conventional electrolytic strip
cgalvanizing apparatus 10 1s schematically illustrated. The
apparatus 10 includes a working tank 12 for containing the
electrolyte solution. The working tank 12 includes a feeding
device for feeding a strip of steel into the electrolyte solution
and an anode immersed in the electrolyte solution. The
continuous strip of steel 1s coupled to a power source to
function as a cathode i1n the plating process. The feed
mechanism and coupling for the power source are conven-
tional electroplating devices as known by those skilled 1n the
art of zinc electroplating and are not shown for simplicity.
Alternatively, the electrolyte solution 1n the working tank 12
can be transferred to a separate electroplating tank.

The electrolyte solution in the working tank of the
embodiment of FIG. 1 1s prepared by initially supplying
demineralized water to the working tank 12. The working
tank 12 has a volume of about 50 cubic meters and 1s filled
with about 40 cubic meters of demineralized water from a
pipe 14. Concentrated sulfuric acid i1s supplied through a
pipe 16 and 1s continuously metered into the tank 12. The
acid solution 1s circulated through a line 18 by a pump 20,
which 1s operated by a motor 21, and circulated through a
line 22 to a dissolving column 24. The dissolving column 24
ogenerally contains metallic zinc granules 1n a bed for con-
tacting the acid. The acid solution passes through the bed of
zinc granules and dissolves the zinc. The acid solution and

dissolved zinc 1s returned to the working tank 12 by a line
26.

The zinc dissolves very slowly in the acid solution so that
the circulation through the system and the column 1s carried
out for many hours before the acid solution contains a
sufficient quantity of zinc ions (Zn“*). A zinc concentration
of about 115 grams Zn*"* per liter can take up to 70 hours to
attain. The amount of acid circulated through the column 24
1s metered to control the production of hydrogen in the
column which must be discharged to the atmosphere. The
exhaust gas from the column 24 must maintain a hydrogen
concentration of no more than 40% UEG, which 1s the lower
explosion limit for hydrogen gas mixtures. The lower explo-
sion limit for hydrogen gas 1n air 1s about 4% by volume.

Once the zinc concentration reaches the desired level, the
clectrolytic galvanizing process 1s initiated to plate or coat
the steel substrate. The pump 20 continuously circulates the
clectrolyte solution through the column 24 to continuously
dissolve the zinc and replenish the zinc 1n the electrolyte
solution. The flow rate of the electrolyte solution through the
column 24 1s controlled 1n proportion to the amount of zinc
deposited on the steel strip.

FIG. 2 1llustrates a schematic diagram of an apparatus for
forming a zinc/nickel electrolyte solution for electroplating
a steel substrate. The apparatus 28 includes a working tank
30 which has a volume of about 50 cubic meters. The tank
30 1s filled with demineralized water through a pipe 32
which is heated to about 55° C. Concentrated sulfuric acid
1s added to the tank 30 through the pipe 34 and is metered
continuously into the tank. The acid solution in the tank 30
has a pH of about 2.0. The acid solution 1s carried through
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a pipe 36 by a pump 38 driven by motor 39 to a column 40.
The column 40 contains zinc granules which are dissolved
by the acid passing through the bed of granules. The acid 1s
then returned to the tank 30 by a pipe 42. The acid is
circulated through the system and the column 40 to dissolve
the zinc at a rate to maintain the hydrogen concentration 1n
the exhaust gas from the column at less than about 4% by
volume. The acid 1s circulated through the column for
sufficient time to obtain a zinc concentration of about 55

grams Zn“* per liter in the acid solution. Generally, this
takes about 40 hours to obtain this zinc concentration.

After the zinc concentration of the acid solution reaches
the target value, the pump 38 1s stopped and the acid solution
1s carried through a pipe 44 by a pump 46 to a mixing tank
48. The mixing tank 48 has a volume of about 10 cubic
meters. When the tank 48 1s filled with the acid solution, a
powdered nickel carbonate 1s fed into the mixing tank 48
from a silo 50. The nickel carbonate 1s fed from the silo 50
to a weighing device 52 and metered mnto the mixing tank 48
by a metering device 54. The nickel carbonate 1s added to the
mixing tank 48 1in an amount to maintain the pH of the acid
solution at about 2.5 or less. An agitator 56 1s positioned in
the mixing tank 48 to disperse the nickel carbonate and
dissolve the nickel carbonate 1n the acid solution. When the
nickel carbonate 1s dissolved, the resulting solution 1is
returned to the tank 30 through a line 58 by a pump 60. The
process 1s repeated until the acid electrolyte solution has a
nickel concentration of about 80 grams. This generally takes
an additional 40 hours to achieve the desired nickel con-
centration.

The resulting solution in the working tank 30 1s used 1n
the electroplating process. During the electroplating process,
the electrolyte solution 1s circulated through the column 40
to replenish the zinc that 1s deposited on the steel strip. The
clectrolyte solution 1s carried through the column 44 at a rate
in proportion to the rate of deposition of the zinc on the steel
strip. The nickel 1s replenished intermittently by carrying a
portion of the electrolyte solution to the tank 48. An amount
of nickel carbonate 1s added to the mixing tank 48 corre-
sponding to the nickel that 1s depleted from the electrolyte
solution during the plating process. The solution from the
tank 48 1s then carried back to the working tank 30 to
replenish the nickel in the electroplating solution.

FIG. 3 1illustrates another apparatus for preparing and
replenishing zinc 1n a solution for electroplating a steel
substrate. The apparatus 62 includes a working tank 64
having a volume of about 50 cubic meters which 1s filled
with demineralized water from a pipe 66. A concentrated
sulfuric acid 1s added through a pipe 68. Water 1s also added
through a pipe 70 to a mixing tank 72 containing zinc oxide.
The water 1s heated to about 60° C. and mixed by an agitator
74 to provide a 10% to about 20% zinc oxyhydrate suspen-
sion. This suspension 1s then added to the tank 64 by a pump
76 through a line 78. The resulting solution 1n the tank 64 1s
used 1n the electroplating process.

A zinc oxide suspension 1s continuously added in propor-
tion to the amount of zinc depleted from the electrolyte
solution. Since the zinc oxide suspension contains added
water, the resulting electrolyte solution 1s diluted with each
addition of the zinc oxide suspension. To maintain the
desired zinc concentration in the electrolyte solution, water
1s removed from the solution by carrying the electrolyte
solution through a pipe 80 to a condensing unit 82 where
water 1s removed. The concentrated electrolyte solution 1s
returned to the tank 64 through a pipe 84 and the water 1s
carried back to the tank 72 for preparing the zinc oxide
suspension.
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In embodiments where the electrolyte solution 1s used as
a pickling solution for stainless steel, an aqueous solution of
sodium sulfite 1s generally added to the electrolyte solution
as a conducting salt for no-contact current transfer. The
solution 1s generally prepared 1n an impeller type mixer with
a shaker or feed screw for supplying the sodium sulfate to
the water. The added water for preparing the sodium sulfate
also dilutes the acid solution which must be removed to
retain the desired concentration. In addition, steam from the
hot solution causes the salt to form lumps and clog the screw
feeder.

Referring to FIG. 4, a first embodiment of the invention
1s 1llustrated for preparing an electrolyte solution for an
clectrolytic galvanizing process. The apparatus 86 includes
a working tank 88 having a volume of about 50 cubic meters.
Tank 88 can be a conventional electroplating tank or other
clectrochemical tank. Alternatively, tank 88 can be a holding
tank for the electrolyte solution where the electrolyte solu-
tion can be transterred to a treating tank. The tank 88 1s filled
with about 40 cubic meters of demineralized water from a
pipe 90. The water 1s heated to a suitable temperature for
dissolving the zinc oxide. Generally, the water 1s heated to
about 55° C. Concentrated sulfuric acid is added to the tank
88 through a pipe 92 to adjust the pH of the solution 1n the
tank 88 to a valve suitable for dissolving the zinc oxide and
functioning in the electroplating process. The pH 1s gener-
ally less than about 2.5, and preferably about pH 1.0-2.0. A

line 94 extends from the tank 88 to a powder wetting device

96.

The powder wetting device 96 draws the acid solution
from the tank 88 and discharges the acid solution through a
line 98 back to the tank 88. The powder wetting device 96
includes an inlet pipe 100 for supplying powdered zinc
oxide which then 1s dispersed in the circulating acid solu-
tion. A supply container, such as a silo 102, contains
powdered zinc oxide which 1s fed through a metering device
104 and conveyor 106 to a weighing device 108. The
welghing device 108 measures a predetermined amount of
the zinc oxide and supplies the measured amount through
the pipe 100 to the powder wetting device 96. The weighing
device 108 weighs a calculated amount of zinc oxide nec-
essary to obtain a desired zinc concentration for plating.

The powder wetting device 96 operates as a pump by
withdrawing the acid solution from the tank 88 through the
line 94 and to circulate the acid solution back into the tank
88. The powder wetting device 96 includes an 1mpeller or
rotor which rotates at a high speed. The rotational speed of
the rotor creates a lower pressure zone 1n the central area of
the rotor which 1s generally adjacent the inlet for the pipe
100. The lower pressure zone created by the rotor draws the
powder through the pipe 100 and directs the powdered
material into the acid solution circulating through the
device. The powdered material 1s 1ntimately mixed and
dispersed 1n the acid solution so that the powder dissolves
quickly and completely.

The rotor of the powder wetting device 96 rotates at a
speed to circulate about 50 to about 70 cubic meters of the
acid solution per hour and to generate a vacuum 1n the line
100 of about 25,000 Pa (0.025 MPa). The rotor speed
determines the volume of the electrolyte solution passing
through the powder wetting device and the volume of the
powdered material fed into the solution.

In embodiments of the imvention, the rotational speed of
the rotor 1s adjusted to feed the powdered material into the
solution at a rate sufficient to replenish the metal at a rate
corresponding to the rate that the electrolyte 1s depleted from
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the electrolyte solution 1n the working tank. In this manner,
the electrolyte concentration, and particularly the Zn** con-
centration can be maintained at a substantially constant level
during the plating process. Preferably, the powdered elec-
trolyte 1s supplied at a rate to dissolve 1n the acid solution
substantially without settlement in the pipes or tanks.
Generally, the rotor speed produces a vacuum of about
15,000 Pa to about 30,000 Pa in the line 100. A suitable
powder wetting device for use 1n the mvention 1s disclosed
in U.S. Pat. No. 5,540,499, which is hereby incorporated by

reference 1n 1ts entirety.

The powder wetting device 96 in one embodiment of the
invention 1s shown 1n FIG. 6. The powder wetting device 96
includes a housing 160 having a generally disk shape with
axial facing side walls 162 and 164 and an outer, radially
facing wall 166. A rotor 168 having a drive shaft 170 and an
impeller disk 172 1s mounted m the housing 160. The
impeller disk 172 has an outer edge surface 174 spaced from
the outer wall 166 of the housing 160. The impeller disk 172
also has side surfaces 176, 178 spaced from the side walls
162 and 164. The space between the housing and impeller
disk define a mixing zone 179. The shaft 170 1s coupled to
a drive motor (not shown) for rotating the disk about the axis

of the shatft 170.

In the embodiment illustrated, the housing 160 includes
an axial inlet 180 on the side wall 164 and an axial inlet 182
in the side wall 166. The impeller disc 172 1s rotated at a
speed to create a suction or vacuum at the axial center of the
disk 172 to draw liquid into the housing 160 through the
inlet 180. The liquid is carried radially outward along the
surfaces of the disk through the mixing zone and discharged
through an outlet 184 in the outer wall 166. Stmultancously,
a particulate material 1s fed to the inlet 182 so that the
vacuum draws the particulate material into the housing
where 1t 1s dispersed 1n the liquid and discharged through the
outlet 184. In alternative embodiments, the acid solution can
be supplied through inlet 182 and the particulate material
supplied through inlet 180.

The mmpeller disk 172 1s shown having substantially flat
surfaces. In further embodiments, the surfaces of the impel-
ler disk are provided with fins or vanes to assist 1n mixing
and dispersing the particulate material in the liquid. In
further embodiments, the impeller can be of sufficient hard-
ness to crush or grind the particulate material to a suitable
size for dispersing 1n the acid solution.

A secondary treatment tank 110 can be provided in the
line 98 downstream of the powder wetting device 96 to
allow additional reaction time of the zinc oxide and acid
solution before returning to the tank 88. The secondary
reaction tank 110 can be 1incorporated 1n the system when the
operating temperature of the acid solution 1s below a tem-
perature at which the zinc oxide powder readily dissolves.
Preferably, the operating temperature of the acid solution 1s
maintained at about 55° C. so that the zinc oxide powder
dissolves and reacts in the acid solution essentially 1mme-
diately and forms the zinc sulfate solution for the electro-
plating process.

The powder wetting device 96 generates a suflicient
vacuum at the inlet that the zinc oxide powder 1s drawn 1nto
the device without clogeing the inlet pipe 100. The zinc
oxide 1s 1ntroduced directly into the acid solution near the
rotor to provide intimate mixing and rapid dispersion. The
particle size of the zinc oxide 1s generally less than about
100 microns, and preferably less than about 50 microns.
Larger particle sizes can be used where the powder wetting
device 1s able to crush or grind the particles to a suitable size.
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The zinc oxide 1s fed through the pipe 100 from the
welghing device 108 by the vacuum drawn from the powder
wetting device 96. In one embodiment of the invention, the
addition of the zinc oxide powder to the acid solution
through the powder wetting device 1s essentially continuous.
The supply of the zinc oxide powder 1s interrupted only
during the short period in which the zinc oxide powder is
being weighed and measured 1n the weighing device 108.

In embodiments of the mvention, the zinc oxide powder
1s supplied through the pipe 100 until approximately 80% ot
the calculated amount of the zinc oxide powder has been

added to the acid solution. At that time, an inlet valve 112 1s
closed to stop the continuous feed. The valve 112 1s opened
and closed periodically to supply the remaining calculated
amount of the zinc oxide powder 1n a cyclical, step-wise or
batch addition. The valve 112 1s opened for about 1 to about
10 seconds, and then closed for about 1 to about 60 seconds
until all of the calculated amount of zinc oxide has been
added to the acid solution. At that time, an additional amount
of zinc oxide 1s weighed for feeding 1nto the powder wetting
device 96 to obtain a desired zinc 10n concentration.

When the calculated amount of the zinc oxide powder has
been added to the acid solution and the zinc concentration
has reached the desired level of about 115 grams of zinc
(Zn>"*) per liter, the resulting electrolyte solution is ready for
the electroplating process. The steel substrate 1s fed through
the electrolyte solution 1n the tank 88 and the zinc 1s plated
onto the substrate using standard electroplating procedures.
The process of the invention enables the electrolyte solution
to be prepared 1n about 24 hours compared to as much as 40
hours 1n the prior processes.

During the electroplating process, the zinc concentration
in the electrolyte solution 1s reduced in proportion to the
amount of zinc plated on the steel substrate. The powder
wetting device 96 1s operated to circulate the electrolyte
solution and continuously feed additional zinc oxide 1nto the
solution to rapidly replenish the electrolyte. The zinc oxade
can be added 1n a stoichiometric amount to maintain the
desired zinc concentration. The speed of rotor of the powder
wetting device can be selected to feed the zinc oxade at a rate
to maintain a desired Zn** level in the solution. The zinc
oxide can be added continuously or 1n a step-wise fashion.

The amount of zinc consumed during the electroplating,
process 1s determined using standard methods as known in
the art. For example, measurements of the changes 1n pH
upstream and downstream of the powder wetting device 96,
turbidity, and the conductivity of the electrolyte solution can
be obtained as an indicator of the amount of zinc consumed
during the electroplating process according to standard
procedures. The amount of zinc oxide 1s added to the
clectrolyte 1n proportion to the calculated change 1n pH or
conductivity measurements. X-ray fluorescence can also be
used to analyze and measure the dissolved 1ons in the
clectrolyte solution upstream of the powder wetting device
or 1n the tank 88. These measurements can also be used to
calculate the amount of zinc oxide to be added to the
clectrolyte solution to replenish the zinc.

The process of the mnvention 1s advantageous 1n that the
clectrolyte solution can be prepared in a shorter amount of
fime and the zinc can be replenished quickly and efficiently
in a confrolled fashion. The process also adds the powdered
zinc oxide directly to the electrolyte solution to eliminate the
preliminary step of dispersing the zinc oxide 1n water which
dilutes the electrolyte concentration and requires the water
to be removed by a condensing unit. Zinc oxide also does not
produce hydrogen during the solubilizing step which elimi-
nates the need for proper handling of the exhaust gas.
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In the embodiment of FIG. 4, the powder wetting device
1s positioned 1n a closed loop which can be connected to a
reaction tank. In further embodiments, the powder wetting
device can be positioned 1n a cooling loop to cool the
clectrolyte solution to a desired temperature. During the
cgalvanic process, the electric current and the electrical
resistance of the solution produce heat. The galvanic process
1s preferably carried out at a specific temperature range so
that at least a portion of the electrolyte solution i1s passed
through a heat exchanger to cool the solution. The cooled
solution 1s returned to the working tank 1n a substantially
closed loop.

FIG. 5 1llustrates a further embodiment of the mmvention
for preparing a zinc/nickel electrolyte solution suitable for
an electrolytic galvanizing process. A working tank 114
having a volume of about 50 cubic meters 1s filled with about
40 cubic meters of demineralized water from a pipe 116. The
water is heated to about 55° C. and concentrated sulfuric
acid 1s metered into the tank 114 through a pipe 118 to
produce a sulfuric acid solution of suitable concentration for
producing the electrolyte solution. The acid solution 1s
withdrawn through a pipe 120 through a powder wetting
device 122 and directed through a pipe 124 to a secondary
reaction container 126. The acid solution 1s then carried
through pipe 128 and returned to the tank 114.

The powder wetting device 122 1s substantially the same
as the device 1 the embodiment of FIG. 4. Zinc oxide
powder 1s delivered from a supply 130 through a metering
device 132 to a weighing device 134. The weighing device
134 measures the necessary amount of zinc oxide to obtain
the desired zinc concentration. The powdered zinc oxide 1s
carried through a pipe 136 and through a valve 138 to the
low pressure 1nlet 140 of the powder wetting device 122.
The zinc oxide powder 1s dispersed 1n the acid solution in the
powder wetting device 122 to dissolve the zinc oxide and
form the zinc sulfate for the electroplating process. When
the desired zinc concentration 1s obtained, the valve 138 1s
closed. Zinc carbonate from a supply 142 1s fed through a
metering device 144 to a weighing device 146 for weighing
a predetermined amount of nickel carbonate. The nickel
carbonate 1s then carried through a line 148 and through a
valve 150 which directs the powdered nickel carbonate to
the inlet 140 of the powder wetting device 122. When nickel
carbonate 1s added to the acid solution, it 1s generally
desirable to include the secondary reaction container 126
since nickel carbonate dissolves at a slower rate than the zinc
oxide.

In embodiments of the invention, the zinc oxide 1s first
added to the acid solution, followed by the addition of the
nickel carbonate. Preferably, additional sulfuric acid is
added to the tank 114 at the completion of the addition of the
zinc oxide and prior to the addition of the nickel carbonate.
In alternative embodiments, the nickel carbonate can be
added to the acid solution, followed by the addition of the
zinc oxide. In the embodiment illustrated, a single powder
wetting device 122 1s provided to disperse the zinc oxide and
the nickel carbonate. In further embodiments, separate pow-
der wetting machines can be provided to disperse and
dissolve the powdered materials. The process and apparatus
of the embodiment of FIG. 5 1s able to prepare a zinc/nickel
clectrolyte solution suitable for electrolytic plating 1n about
48 hours compared to about 80 hours of the prior processes.
The process and apparatus also avoid the formation of
hydrogen 1n the exhaust gas. The zinc and nickel are quickly
dispersed 1n the acid solution to prevent the chemical
cementation of the dissolved nickel on the zinc. Since zinc
1s more basic than the nickel, the nickel in the prior
processes often deposit on the zinc.
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The zinc and nickel consumption from the electrolyte
solution 1s monitored using standard procedures such as by
pH measurements, conductivity measurements, X-ray fluo-
rescence measurements, or photometric measurements of
the nickel. The measurements can be made at the 1nlet of the
powder wetting device and/or at the outlet of the powder
wetting device. During the electroplating process, the pow-
der wetting device 122 continually recirculates the electro-
lyte solution to add the nickel carbonate and zinc oxide in
amounts corresponding to the amount consumed during the
plating process.

The powder wetting device of the embodiments of FIGS.
4 and 5 can be used in combination with the process and
apparatus of FIGS. 1-3. For example, zinc oxide can be
added to an acid solution using the powder wetting device
and the nickel carbonate dissolved 1n a conventional stirring
and mixing device. Alternatively, the zinc can be dissolved
in a conventional zinc dissolving column or tank and the
nickel carbonate added by the powder mixing device. In
addition, the powder wetting device can be used to replenish
an electrolyte 1n an acid pickling bath for pickling steel or
stainless steel.

It 1s to be understood that the foregoing description of the
invention discloses several embodiments of the invention
and that numerous modifications or additions can be made
theremn without departing from the scope of the 1nvention as
set forth 1n the appended claims.

What 1s claimed 1s:

1. A process of supplying a soluble metal compound to an
clectrolyte solution comprising:

providing said electrolyte solution and directing said

clectrolyte solution through a powder wetting device,
said powder wetting device having a rotating impeller

producing a vacuum 1n said powder wetting device; and

supplying said soluble metal compound to said vacuum
and drawing said soluble metal compound into said
powder wetting device, thereby dispersing and dissolv-
ing soluble metal compound 1n said electrolyte solution
passing through said powder wetting device.

2. The process of claim 1, wherein said electrolyte solu-
fion 1s a sulfuric acid electroplating solution.

3. The process of claim 2, wherein said soluble metal
compound 1s powdered zinc oxide.

4. The process of claim 1, wherein said soluble metal
compound 1s nickel carbonate.

5. The process of claim 1, wherein said soluble metal
compound 1s zinc oxide and said process further comprises
sequentially supplying nickel carbonate to said electrolyte
solution.
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6. The process of claim 1, comprising;:

feeding said soluble metal compound from a storage
vessel to a weighing device; and

welghing a predetermined amount of said soluble metal
compound and supplying said predetermined amount to
said powder wetting device.

7. The process of claim 6, wherein said electrolyte solu-
fion 1s an electroplating solution for supplying to an elec-
troplating tank, said process further comprising electroplat-
ing a metal onto a substrate and calculating said
predetermined amount of said soluble metal compound
based on an amount consumed by said electroplating 1n said
clectroplating tank.

8. The process of claim 6, wherein said storage vessel 1s
a tank or silo.

9. The process of claim 1, comprising continuously sup-
plying said soluble metal compound to said electrolyte
solution.

10. The process of claim 1, wherein said soluble metal
compound 1s a galvanic salt.

11. The process of claim 1, wherein said soluble metal
compound 1s supplied mntermittently to said powder wetting
device, and said electrolyte solution i1s an electroplating
solution supplied to an electroplating tank having an electric
current passing therethrough to plate a metal substrate, said
process further comprising determining an amount of said
soluble metal compound to be added to said electrolyte
solution based on said electric current.

12. The process of claim 1, wherein said electrolyte
solution 1s from an electrolytic treating tank and wherein
said process further comprises dissolving said soluble metal
compound 1n said electrolyte solution.

13. The process of claim 1, wherein said powder wetting
device 1ncludes an axial inlet connected to an electrolytic
treating tank for receiving said electrolyte solution, and an
axial inlet for receiving said soluble metal compound, said
process comprising directing said soluble metal compound
and electrolyte solution radially outward with respect to said
impeller and dispersing and dissolving said soluble metal
compound.

14. The process of claim 13, wherein said powder wetting
device has a radial outlet, said process further comprising
directing said electrolyte solution and dissolved metal com-
pound radially outward through said outlet.
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